BEST AVAII AB«^ 



(19) World Intellectual Property Organization 

Inicmaiional Bureau 

(43) International Publication Date 
20 June 2002 (20.06.2002) 




lliillllll 



PCT 



(10) International Publication Number 

WO 02/48291 Al 



(51) International Patent Classification' 

73y()S. 73/38 



ClOG 67/04, 



(21) International Application Number: PCIVI ISO 1/43530 

(22) International Filing Date: 

16 November 2(M) I (16.1 i.2(M)l.) 



(25) Filing Language: 

(26) Publication Language: 



lingtish 
Hnglish 



(30) Priority Data: 

09/737.008 
09/892,384 



14 December 2000 (14.12.2000) US 
26 June 2001 (26.06.2(M)I ) US 



(71) Applicant: EXXONMOBIL RESEARCH AND ENGI- 
NEERING COMPANY IIJS/IJSI; P.O. Box 9(K), 1545 
Route 22 liasl, Annandalo, NJ ()880l-09«) (US). 

(72) Inventors: CODY, Ian, A.; 19516 Cape Hart Court, 
Baton Rouge, LA 70810 (US). MURPHY, William, J.; 
16554 Coliseum Avenue, Baton Rouge, LA 70816 (US). 
GALLAGHER, John, E.; 46 Big Bend Road, Califon, NJ 

I 07830 ( US). BOYLE, Joseph, P.; 543 1 South WiM)dchase 

I Court, Baton Rouge, LA 70808 (US). ZINICOLA, Anne, 

I M.; 1615 llennann l>ive, #1401, Houston, TX 77004 

1 (US). MAY, Christopher, J.; 1571 Bove Court, Saniia, 

i Ontario N7S 4A7 (US). KIM, Jeenok, T.; 521 Apache 

! Trail, Morganvillc, NJ 07751 (US). CROESTCH, John, 



A,; 9413 Stonewall Jackson Highway, I'ronl Royal, VA 
22630 (US). HANTZER, Sylvain, S.; 37620 Seven Oaks 
Avenue, Prairieville, LA 70769 (US). 

(74) Agents: TAKEMOTO, James, H. el aL; lixxonMobil 
Research and lingineering C:ompany, P.O. Box 900, 1545 
Route 22 Hast, Annandalc, NJ 08801-0900 (US). 

(81) Designated States (nalionalji Ali, AG, AL, AM, AT, AU, 
A/, BA, BB. BG, BR, BY, B/, CA, CI 1, CN, CO, CR, CU, 
C /, Dli, DK, DM, DZ, l£C, HIi. I'S. M, GB, GD, Gil, CiH, 
GM, HR, HU, ID, IL, IN, IS, JP, Klv KG, KP, KR, KZ, LC, 
L K LR LS IT, LU, LV, MA, MD, MG, MK, MN, MW, 
MX, MZ, NO, NZ, PL, PF, RO, RU, SD, Sli, SO, SI, SK, 
SL, TJ, TM, TR, IT, T/, UA, UG, U/, VN, YU, ZA, ZW. 

(84) Designated States (regional): ARIK) patent (Gil, GM, 
KH, LS, MW, MZ, SD, SL, SZ, lY. UCi, ZM, ZW). 
liurasian patent (AM, AZ, BY, KG, KZ, MD, RU, TJ, TM ), 
Uuropcan patent (AT, Bli, CH, CY, DH, DK, KS, FI, FR, 
GB, GR, m, IT, LU, MC, NL, PL SL, TR), OAPl patent 
(BF, BJ, CF, CG, CI, CM, GA, GN. GQ, GW, ML, MR, 
NE, SN, TD, TG). 

Published: 

— yfilh international search report 

hor two-letter codes and other abbreviations, refer to the "Guid- 
ance Notes on Codes and Abbreviations" appear ir^ at the begin- 
ning of each regular issue of the PCT Gazette. 



< 



ON 

n 

00 



rl (54) Title: RAM-INATG HYDROCONVERSION PROCliSS 




wo (12/48291 



PCT/LS«l/43530 



RAFFINATE HYDROCONVERSION PROCESS 
FIELD OF THE INVENTinN 

[0001] This invention relates to lubricating oil basestocks and to a process 
for preparing lubricating oil basestocks having high viscosity indices and low 
volatilities. 

BACKGROUND OF THF. TNVFNTrmM 

100021 It is well known to produce lubricating oil basestocks by solvent 
refining. In the conventional process, crude oils are fi^onated under atmospheric 
pressure to produce atmospheric resids which are further fiactionated under 
vacuum. Select distillate flections are then optionally deasphalted and solvent 
extracted to produce a paraffin rich raffinate and an aromatics rich ejrtract. The 
raffinate is then dewaxed to produce a dewaxed oil which is usually hydrofinished 
to improve stability and remove color bodies. 

(00031 Solvent refining is a process which selectively isolates components of 
crude oils having desirable properties for lubricant basestocks. Thus the crude oils 
used for solvent refining are restricted to those which are highly paraffmic in nature 
as aromatics tend to have lower viscosity indices (VI), and are therefore less 
desirable in lubricating oil basestocks. Also, certain ^pes of aromatic confounds 
can result in unfavorable toxicity characteristics. Solvent refining can produce 
lubricating oil basestocks have a VI of about 95 in good yields. 

(0004] Today more severe operating conditions for automobile engines have 
resulted in demands for basestocks with lower volatilities (while retaining low 
viscosities) and Iowct pour points. These improvements can only be achieved with 
basestocks of more isoparaffinic character, i.e., those with VI's of 105 or greater. 
Solvent refining alone cannot economically produce basestocks having a VI of 105 
with typical crudes. Two alternative approaches have been developed to produce 
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high quality lubricating oil basestocks; (1) wax isomerization and (2) 
hydrocracking. Both of flie methods involve high capital investments and suffer 
from yield debits. Moreover, hydrocracking eliminates some of the solvency 
properties of basestocks produced by traditional solvent refining techniques. Also, 
5 the typically low quality feedstocks used in hydrocracking, and the consequent 
severe conditions required to achieve the desired viscometric and volatility 
properties can result in the formation of undesirable (toxic) species. These species 
are formed in sufficient concentration that a further processing step such as 
extraction is needed to achieve a non-toxic base stock. 

10 [0005] An article by S. Bull and A. Marmin entitled "Lube Oil Manufacture 

by Severe Hydrotreatment", Proceedines of the Tenth World Petroleum Congress- 
Volume 4. Developments in Lubrication, PD 19(2), pages 221-228, describes a 
process wherein the extraction unit in solvent refining is replaced by a hydrotreater. 

[0006] U.S. Patent 3,691 ,067 describes a process for producing a medium 
15 and high VI oil by hydrotreating a narrow cut lube feedstock. The hydrotreating 
step mvolves a single hydrotreating zone. U.S. Patent 3,732,154 discloses 
hydrofinishing the extract or raffinate from a solvent extraction process. The feed 
to &e hydrofinishing step is derived from a highly aromatic source such as a 
naphthenic distillate. U.S. patent 4,627,908 relates to a process for improving the 
20 bulk oxidation stability and storage stability of lube oil basestocks derived from 
hydrocracked bright stock. The process involves hydrodenitrification of a 
hydrocracked bright stock followed by hydrofinishing. 

[0007] It would be desirable to supplement the conventional solvent refining 
process so as to produce high VI, low volatility oils which have excellent toxicity, 
25 oxidative and thermal stability, solvency, fuel economy and cold start properties 
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without incurring any significant yield debit which process requires much lower 
investment costs than competing technologies such as hydrocracking. 

SUMMARY OF THE INVENTION 

{0008] This invention relates to a process for producing a lubricating oil 
5 basestock which comprises: 

(a) conducting a lubricating oil feedstock to a solvent extraction 
zone and under-extracting the feedstock to form an under-extracted raffinate 
wherein the extraction zone solvent contains water added in the amount from about 
1 to about 10 vol.%, based on extraction solvent, such that the extraction solvent 

10 contains from 3 to 10 voL% water; 

(b) stripping the under-extracted raffinate of solvent to produce an 
under-extracted raffinate feed having a dewaxed oil viscosity index from about 75 
to about 105; 

(c) passing the raffinate feed to a first hydroconversion zone and 
15 processing the raffinate feed in the presence of a non-acidic catalyst at a 

temperature of from about 320 to about 420*^0, a hydrogen partial pressure of from 
about 800 to about 2500 psig (5.6 to 17.3 mPa), space velocity of about 0.2 to about 
5.0 LHSV, and a hydrogen to feed ratio of from about 500 to about 5000 Scfi© (89 
to 890 m^/w?) to produce a first hydroconverted raffinate; and 

20 (d) passing the first hydroconverted raffinate to a second reaction 

zone and conducting cold hydrofinishing of the first hydroconverted raffinate in the 
presence of a hydrofinishing catalyst at a temperature of from about 200 to about 
360**C, a hydrogen partial pressure of from about 800 to about 2500 psig (5.6 to 
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17.3 mPa), a space velocity of from about 1 to about 10 LHSV, and a hydrogen to 
feed ratio of from about 500 to about 5000 Scfi^ (89 to 890 mVm^) to produce a 
hydrofinished raffinate. 

[0009] The basestocks produced by the process according to the invention 
5 have excellent low volatility properties for a given viscosity thereby meeting future 
industry engine oil standards while achieving good solvency, cold start, fuel 
economy, oxidation stability and thermal stability properties. In addition, toxicity 
tests show that the basestock has excellent toxicological properties as measured by 
tests such as the FDA(c) test 

10 BRIEF DESCRIPTION OF THE DRAWINGS 

lOOlO] Figure 1 is a plot of NOACK volatility vs. viscosity index for a lOON 
basestock. 

[0011] Figure 2 is a simplified schematic flow diagram of the raffinate 
hydroconversion process. 

15 [0012] Figure 3 is a plot of the thermal diffusion separation vs. viscosity 
index. 

[0013] Figure 4 is a graph showing raffinate feed quality as a function of 
dewaxed oil yield and basestock viscosity. 

[0014] Figure 5 is a graph showing viscosity vs. Noack volatility for different 
20 basestocks. 

[0015] Figure 6 is a graph showing Noack volatility vs. basestock type. 
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[00161 Figure 7 is a graph showing percent viscosity increase and oil 
consumption as a function of basestock type. 

DETAILED DESCRIPTION OF THE TNVRNTTON 

[00171 The solvent refining of select crude oils to produce lubricating oil 
5 basestocks typically involves atmospheric distillation, vacuum distillation, 
extraction, dewaxing and hydrofmishing. Because basestocks having a high 
isoparaffm content are characterized by having good viscosity index (VI) properties 
and suitable low temperature properties, the crade oils used in the solvent refining 
process are typically paraffinic crudes. One metiiod of classifying lubricating oil 
10 basestocks is that used by the American Petroleum Institute (API). API Group II 
basestocks have a saturates content of 90 wt.% or greater, a sulfur content of not 
more than 0.03 wt.% and a viscosity index (VI) greater than 80 but less than 120. 
API Groiq) III basestocks are the same as Groiq) 11 basestocks except that the VI is 
greater than or equal to 120, 

1 5 [0018] Generally, the high boiling petroleum fi^ictions fix)m atmospheric 

distillation are sent to a vacuum distillation imit, and the distillation firactions fi-om 
this unit are solvent extracted. The residue firom vacuum distillation which may be 
deasphalted is sent to other processing. 

[00191 The solvent extraction process selectively dissolves the aromatic 

20 components in an extract phase while leaving the more paraffinic components in a 
raffinate phase. Naphthenes are distributed between the extract and rafiSnate 
phases. Typical solvents for solvent extraction include phenol, furfural and N- 
methyl pyirolidone. By controlling the solvent to oil ratio, extraction temperature 
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and method of contacting distillate to be extracted with solvent, one can control the 
degree of separation between the extract and raffinate phases. 

[0020] In recent years, solvent extraction has been replaced by hydrocracking 
as a means for producing high VI basestocks in some refineries. The hydrocracking 
5 process utilizes low quality feeds such as feed distillate from the vacuum distillation 
unit or other refinery streams such as vacuum gas oils and coker gas oils. The 
catalysts used in hydrocracking are typically sulfides of Ni, Mo, Co and W on an 
acidic support such as silica/alumina or alumina containing an acidic promoter such 
as fluorine. Some hydrocracking catalysts also contain highly acidic zeolites. The 

10 hydrocracking process may involve hetero-atom removal, aromatic ring saturation, 
dealkylation of aromatics rings, ring opening, straight chain and side-chain 
cracking, and wax isomerization depending on operating conditions. In view of 
these reactions, separation of ihe aromatics rich phase that occurs in solvent 
extraction is an imnecessary step since hydrocracking can reduce aromatics content 

1 5 to very low levels. 

[00211 By way of contrast, the process of the present invention utilizes a two 
step hydroconversion of the raffinate from the solvent extraction unit under 
conditions which minimizes hydrocracking and hydroisomerization while 
maintaining a residual aromatics content consistent with the objective of high 
20 saturates. 

[0022] The distillate feeds to the extraction zone are fix>m a vacuum or 
atmospheric distillation imit, preferably from a vacuum distillation unit and may be 
of poor quality. The feeds may contain nitrogen and sulfur contaminants in excess 
of 1 wt.% based on feed. 
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[00231 The raffinate from the solvent extraction is preferably under- 
extracted, i.e., the extraction is carried out under conditions such that the raffinate 
yield is maximized while still removing most of the lowest quality molecules from 
the feed. Raffinate yield may be maximized by controlling extraction conditions, 
5 for example, by lowering the solvent to oil treat ratio and/or decreasing the 

extraction temperature. The raffinate from the solvent extraction unit is stripped of 
solvent and then sent to a first hydroconversion xmit ( zone) containing a 
hydroconversion catalyst. This raffmate feed to the first hydroconversion unit is 
extracted to a dewaxed oil viscosity index of from about 75 to about 105, 
10 preferably about 80 to 95, 

[0024] In carrying out the extraction process, water may be added to the 
extraction solvent in amounts ranging from 1 to 10 voL% such that the extraction 
solvent to the extraction tower contains from 3-10 voL% water, preferably 4 to 7 
vol.% water. In general, feed to the extraction tower is added at the bottom of the 

15 tower and extraction/water solvent mixture added at the top and the feed and 
extraction solvent contacted in counter-current flow. The extraction solvent 
containing added water may be injected at different levels if the extraction tower 
contains multiple trays for solvent extraction. The use of added water in the 
extraction solvent permits the use of low quality feeds while maximizing the 

20 paraffin content of the raffinate and the 3+ multi-ring compoimds content of the 
extract. Solvent extraction conditions include a solvent to oil ratio of firom 0.5 to 
5.0, preferably 1 to 3 and extraction temperatures of from 40 to 120°C, preferably 
50tol00°C 



25 



[0025] If desired, the raffinate feed may be solvent dewaxed under solvent 
dewaxing conditions prior to entering the first hydroconversion zone. It may be 
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advantageous to remove wax from the feed since very little, if any wax is converted 
in the hydroconversion units. This may assist m debottlenecking the 
hydroconversion units if throughput is a problem, 

[0026] Hydroconversion catalysts are those containing Group VIB metals 
(based on the Periodic Table published by Fisher Scientific), and non-noble Group 
Vni metals, i.e., iron, cobalt and nickel and mixtures thereof. These metals or 
mixtures of metals are typically present as oxides or sulfides on refractory metal 
oxide supports. Examples of Group VIB metals include molybdenum and tungsten. 
Other suitable hydrotreating catalysts include bulk metal catalysts such as those 
containing 30 wt.% or more metals (as metal oxides), based on catalyst, preferably 
greater than 40 wt%, more preferably greater than 50 wt.% of metals, based on 
catalyst wherein the metals include at least one Group VIB or Group Vm metal. 

[0027] It is preferred that the metal oxide support be non-acidic so as to 

IS control cracking. A useful scale of acidity for catalysts is based on the 

isomerization of 2-meihyl-2-pentene as described by Kramer and McVicker, 
J. Catalvsis- 92, 355f 1985V In this scale of acidity, 2-mefliyl-2-pentene is subjected 
to the catalyst to be evaluated at a fixed temperature, typically 200** C. In the 
presence of catalyst sites, 2-methyl-2-pentene forms a carbonium ion. The 
20 isomerization pathway of the carbonium ion is indicative of the acidity of active 
sites in the catalyst. Thus weakly acidic sites form 4-methyl-2-pentene whereas 
strongly acidic sites result in a skeletal rearrangement to 3-methyl-2-pentene with 
very strongly acid sites forming 2,3-dimethyl-2-butene. The mole ratio of 3- 
methyl-2-pentene to 4-methyl-2-pentene can be correlated to a scale of acidity. 
25 This acidity scale ranges fi-om 0.0 to 4.0. Very weakly acidic sites will have values 
near 0.0 whereas very strongly acidic sites will have values approaching 4.0. The 



5 



10 
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catalysts useful in the presoit process have acidity values of less than about 0.5, 
preferably less than about 0.3. The acidity of metal oxide supports can be 
controlled by adding promoters and/or dopants, or by controlling the nature of the 
metal oxide support, e.g., by controlling the amount of silica incorporated into a 
5 silica-alimiina support. Exanq)les of promoters and/or dopants include halogen, 
especially fluorine, phosphorus, boron, ytfria, rare-earth oxides and magnesia. 
Promoters such as halogens generally increase the acidity of metal oxide supports 
while mildly basic dopants such as yttria or magnesia tend to decrease the acidity of 
such siq>ports. 

10028] Suitable metal oxide supports include low acidic oxides such as silica, 

alumina or titania, preferably alumina. Preferred aluminas are porous aluminas 
such as gamma or eta having average pore sizes from 50 to 200A, preferably 75 to 
150A, a surface area from 100 to 300 m^/g, preferably 150 to 250 mVg and a pore 
volume of from 0.25 to 1 .0 cmVg, preferably 0.35 to 0.8 cmVg. The supports are 
preferably not promoted with a halogen such as fluorine as tins greatly increases the 
acidity of the support. 

[0029] Preferred metal catal>^ include cobaltAnolybdenum (1-5% Co as 
oxide, 10-25% Mo as oxide) nickel/molybdenum (1-5% Ni as oxide, 10-25% Co as 
oxide) or nickel/tungsten (1-5% Ni as oxide, 10-30% W as oxide) on alumina. 
20 Especially prefc^d are nickel/molybdenum catalysts such as KF-840. 

(00301 Hydroconversion conditions in the first hydroconversion unit include 

a temperature of from 320 to 420** C, preferably 340 to 400 °C, a hydrogen partial 
pressure of 800 to 2500 psig (5.6 to 17.3 MPa), preferably 800 to 2000 psig (5.6 to 
13.9 MPa), a space velocity of from 0.2 to 5.0 LHSV, preferably 0.3 to 3.0 LHSV 
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and a hydrogen to feed ratio of from 500 to 5000 Sc£© (89 to 890 m^/m\ 
preferably 2000 to 4000 Scf/B (356 to 712 mVm^). 

[0031] The hydroconverted raffinate from the first reactor is then conducted 
to a second reactor where it is subjected to a cold (mild) hydrofinishing step. The 
5 catalyst in this second reactor may be the same as those described above for the first 
reactor. However, more acidic catalyst supports such as silica-alumina, zirconia 
and the like may be used in the second reactor. Catalj^ts may also include Group 
Vin noble metals, preferably Pt, Pd or mixtures thereof on a metal oxide support 
which may be promoted. The catalyst and hydroconverted raffinate may be 
1 0 contacted in counter-current flow. 

[0032] Conditions in the second reactor include temperatures of from 200 to 

360, preferably 290 to 350, a hydrogen partial pressure of from 800 to 2500 psig 
(5.5 to 17.3 MPa), preferably 800 to 2000 psig (5.5 to 13.9 MPa), a space velocity 
of from 0.2 to 10 LHSV, preferably 0.7 to 3 LHSV and a hydrogen to feed ratio of 
15 from 500 to 5000 Scf© (89 to 890 mVm^), preferably 2000 to 4000 Scf/B (356 to 
712 mW). 

[0033] In order to prepare a finished basestock, the hydroconverted raffinate 
from the second reactor may be conducted to a separator, e.g., a vacuum stripper (or 
fractionator) to separate out low boiling products. Such products may include 
20 hydrogen sulfide and ammonia formed in the first reactor. If desired, a stripper 
may be situated between the first and second reactors, but this is not essential to 
produce basestocks according to the invention. If a stripper is situated between the 
hydroconversion xmit and the hydrofinishmg unit, then the stripper may be followed 
by at least one of catalytic dewaxing and solvent dewaxing. 
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[0034] The hydroconverted raffinate separated from the separator is then 
conducted to a dewaxing unit. Dewaxing may be accomplished by catalytic 
processes under catalytic dewaxing conditions, by solvent dewaxing imder solvent 
dewaxing conditions using a solvent to dilute the hydrofinished raffinate and 
5 chilling to crystallize and separate wax molecules, or by a combination of solvent 
dewaxing and catalytic dewaxing. Typical solvents include propane and ketones. 
Preferred ketones include methyl ethyl ketone, methyl isobutyl ketone and mixtures 
thereof Dewaxing catalysts are molecular sieves, preferably 10 ring molecular 
sieves, especially unidimensional 10 ring molecular sieves. Preferred molecular 
10 sieves include ZSM-5, ZSM-22, ZSM.23, ZSM-35, ZSM-48, ZSM-57, MCM-22, 
SAPO-11, SAP0-41and isostmctural molecular sieves. 

[0035] If a dewaxing catalyst is enq)loyed which is tolerant of low boiling 
products containing nitrogen or sulfur, it may be possible to by-pass the separator 
and conduct the hydroconverted raffinate directly to a catalytic dewaxing unit and 
IS subsequently to a hydrofinishmg zone. 

[0036] In another embodiment, the dewaxing catalyst may be included witiiin 
the hydroconversion unit following the hydroconversion catalyst. In this stacked 
bed configuration, the hydroconverted raffinate in the hydroconversion zone is 
contacted with the dewaxing catalyst situated within the hydroconversion zone and 
20 after the hydroconversion catalyst 

[0037] The solvent/hydroconverted raffinate mixture may be cooled in a 
refrigeration system containing a scraped-surface chiller. Wax separated in the 
chiller is sent to a separating unit such as a rotary filter to separate wax from oil. 
The dewaxed oil is suitable as a lubricating oil basestock. If desired, the dewaxed 
25 oil may be subjected to catalytic isomerization/dewaxing to fiuther lower the pour 
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point. Separated wax may be used as such for wax coatings, candles and the like or 
may be sent to an isomerization unit. _ 

[0038] The lubricating oil basestock produced by the process according to 

the invention is characterized by the following properties: viscosity uidex of at least 
5 about 105, preferably at least 107, NOACK volatility improvement (as measured by 
DIN 51581) over raffmate feedstock of at least about 3 wt.%, preferably at least 
about 5 wt.%, at the same viscosity within the range 3.5 to 6.5 cSt viscosity at 100*^ 
C, pour point of -15*" C or lower, and a low toxicity as determined by IP346 or 
phase 1 of FDA (c). IP346 is a measure of polycyclic aromatic compounds. Many 

10 of these compoimds are carcinogens or suspected carcinogens, especially those with 
so-called bay regions [see Accounts Chem. Res. 17. 332(1984^ for further details]. 
The present process reduces tiiese polycyclic aromatic conq)ounds to such levels as 
to pass carcinogenicity tests even though flie lubricating oil may contain a small 
amount of residual aromatics content. The FDA (c) test is set forth in 21 CFR 

15 178.3620 and is based on ultraviolet absorbances in the 300 to 359 nm range. 

[0039] As can be seen from Fig, 1, NOACK volatility is related to VI for any 

given basestock. The relationship shown in Fig. 1 is for a light basestock (about 
lOON). If the goal is to meet a 22 wt. % NOACK for a lOON oil, then the oil should 
have a VI of about 1 10 for a product with typical-cut width, e.g., 5 to 50% off by 
20 GCD at 60** C. Volatility improvements can be achieved with lower VI product by 
decreasing the cut width. In Ifae limit set by zero cut width, one can meet 22% 
NOACK at a VI of about 100. However, this approach, using distillation alone, 
mcurs significant yield debits. 

[00401 Hydrocracking is also capable of producing high VI, and 
25 consequently low NOACK basestocks, but is less selective (lower yields) than the 
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process of the invention. Furthermore both hydrocracking and processes such as 
wax isomerization destroy most of tihe molecular species responsible for flie 
solvency properties of solvent refined oils. The latter also uses wax as a feedstock 
whereas the present process is designed to preserve wax as a product and does little, 
5 if any, wax conversion. 

[0041] The process of the invention is further illustrated by Fig. 2. The feed 

8 to vacuum pipestill 10 is typically an atmospheric reduced crude from an 
atmospheric pipestill (not shown). Various distillate cuts shown as 12 (light), 14 
(mediiun) and 1 6 (heavy) may be sent to solvent extraction unit 30 via line 1 8. 

10 These distillate cuts may range from about 200'' C to about 600*" C. The bottoms 
from vacuum pipestill 10 may be sent through line 22 to a coker, a visbreaker or a 
deasphalting extraction unit 20 where the bottoms are contacted with a deasphalting 
solvent such as propane, butane or pentane. The deasphalted oil may be combined 
with distillate from the vacuum pipestill 10 through line 26 provided that the 

15 deasphalted oil has a boiling point no greater than about 600"" C or is preferably sent 
on for frurther processing through line 24. The bottoms from deasphalter 20 can be 
sent to a visbreaker or used for asphalt production. Other refinery streams may also 
be added to the feed to the extraction unit through line 28 provided they meet the 
feedstock criteria described previously for raffinate feedstock. 

20 [0042] In extraction unit 30, the distillate cuts are solvent extracted with n- 

methyl pyrrolidone and the extraction unit is preferably operated in countercurrent 
mode. The solvent-to-oil ratio, extraction temperature and percent water in the 
solvent are used to control the degree of extraction, i.e., separation into a paraffins 
rich raffinate and an aromatics rich extract The present process permits the 

25 extraction unit to operate to an ''under extraction" mode, i.e., a greater amount of 
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aromatics in the paraffins rich raffinate phase. The aromatics rich extract phase is 
sent for further processing through line 32. The raffmate phase is conducted 
through line 34 to solvent stripping unit 36. Stripped solvent is sent through line 38 
for recycling and stripped raffinate is conducted through line 40 to first 
5 hydroconversion unit 42. 

(00431 The first hydroconversion unit 42 contains KF-840 catalyst which is 
nickel/molyfodenum on an alumina support and available from Akzo Nobel. 
Hydrogen is admitted to unit or reactor 42 through line 44. Unit conditions are 
typically temperatures of from 340-420° C, hydrogen partial pressures from 800 to 

10 2000 psig, space velocity of from 0.5 to 3.0 LHSV and a hydrogen to feed ratio of 
from 500 to 5000 ScfTB. Gas chromatographic comparisons of the hydroconverted 
raffinate indicate that almost no wax isomerization is taking place. While not 
wishing to be bound to any particular theory since the precise mechanism for the 
VI increase which occurs in this stage is not known with certainty, it is known that 

15 heteroatoms are being removed, aromatic rings are being saturated and naphthene 
rings, particularly multi-ring naphihenes, are selectively eliminated. 

[0044] Hydroconverted raffinate from unit 42 is sent through line 46 to 
second unit or reactor 50. Reaction conditions in unit are mild and include a 
temperature of from 200-320^ C, a hydrogen partial pressure of from 800 to 2000 
20 psig, a space velocity of 1 to 5 LHSV and a hydrogen feed rate of from 500 to 5000 
Scf/B. This mild or cold hydrofinishing step further reduces toxicity to very low 
levels. 

[00451 Hydroconverted raffinate is then conducted through Ime 52 to 
separator 54. Light liquid products and gases are separated and removed through 
25 line 56. The remaining hydroconverted raffinate is conducted through line 58 to 
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dewaxing unit 60. Dewaxing may occur by the use of solvents (introduced through 
line 62) which may be followed by cooling, by catalytic dewaxing or by a 
combination thereof. Catalytic dewaxing involves hydrocracking and/or 
hydroisomerization as a means to create low pour point lubricant basestocks. 
5 Solvent dewaxing with optional cooling separates waxy molecules from the 
hydroconverted lubricant basestock thereby lowering the pour point. 
Hydroconverted raffmate is preferably contacted with methyl isobutyl ketone 
followed by the DILCHILL Dewaxing Process developed by Exxon. This method 
is well known in the art. Finished lubricant basestock is removed through line 64 
1 0 and waxy product throu^ line 66. 

[0046] In the process according to the invention, any waxy components in the 
feed to extraction unit 30 passes virtually unchanged through the hydroconversion 
zone and is conducted to dewaxing unit 60 where it may be recovered as product. 

100471 Toxicity of the basestock is adjusted in the cold hydrofinishing step. 
1 5 For a given target VI, the toxicity may be adjusted by controUmg the temperature 
and pressure. 

[0048] The basestocks produced according to the invention have unique 

properties. The basestocks have excellent volatility/viscosity properties typically 
observed for basestocks having much higher VI. These and oflier properties are the 
20 result of having multi-ring aromatics selectively removed. The presence of even 
small amounts of these aromatics can adversely impact properties of basestocks 
including viscosity, VI, toxicity and color. 

[0049] The basestocks also have improved Noack volatility when compared 
to Group n hydrocrackates of the same viscosity. When formulated witih 
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conventional additive packages used with passenger car motor oils, the finished oils 
have excellent oxidation resistance, wear resistance, resistance to high temperature 
deposits and fuel economy properties as measured by engine test results. The 
basestocks according to the invention can have other uses such as automatic 
5 transmission fluids, agricultural oils, hydraulic fluids, electrical oils, industrial oils, 
heavy duty engine oils and the like. 

[0050] The invention is further illustrated by the following non-limiting 
examples. 

Example 1 

10 [0051] The route to improved volatility at a fixed viscosity is to selectively 
increase the VI of the base oil. Molecularly this requires that the base oil become 
relatively richer in isoparafiinic species. They have the highest boiling points at a 
given viscosity. Mid boiling point can be increased (i.e. volatility decreased) by 
increasing the cut point on a particular sample, thereby raising viscosity. To 

IS maintain viscosity at a given cut width and mcrease mid boiling point necessarily 
means that tiie basestock have fewer clustered rings, eitiier naphthenic or aromatic, 
and more paraffinic character. Isoparaffins are preferred because they have much 
higher boiling points for the same viscosity versus naphthenes and aromatic multi- 
rings. They also have lower melting points than normal paraffins. Most erodes 

20 have an inherently high population of clustered rings that separations-based 
processing alone cannot selectively remove to achieve the quality required for 
modem passenger car motor oils (PCMO's) (i.e, VI of 1 10 to 120+) in an acceptable 
yield. 



wo 02/48291 



PCT/USO 1/43530 



-17- 

10052] Thermal diffusion is a technique that can be used for separating 

hydrocarbon mixtures into molecular types. Although it has been studied and used 
for over 100 years, no really satisfactory theoretical explanation for the mechanism 
of thermal diffusion exists. The technique is described in the following literature: 
5 L. Jones and E. C. Milbergen, Industrial and Engineering Chemistry, p. 2689, Dec. 
1953. T. A. Warhall and F. W. Melpolder., Industrial and Engineering Chemistry, 
p. 26, Jan. 1962 and H. A. Hamer and M. M. Bellamy, American Laboratory, p. 41. 
Jan. 1972 and references therein. 

[0053] The thermal diffusion apparatus used in the current application was a 
10 batch unit constracted of two concentric stainless steel tubes with an annular 

spacing between the inner and outer tubes of 0.012 in. The length of the tubes was 
approximate 6 ft. The sample to be tested is placed in the annular space between 
the inner and outer concentric tubes. The inner tube had an approximate outer 
diameter of 0.5 in. Application of this method requires that the inner and outer 
15 tubes be maintained at different temperatures. Generally temperatures of 100 to 
200'*C for the outer wall and about 65°C for the inner wall are suitable for most 
lubricating oil samples. The tenqieratures are maintained for periods of 3 to 14 
days. 

[0054] While not wishing to be bound to any particular theory, die thermal 
20 diffusion technique utilizes diffusion and natural convention, which arises from the 
temperature gradient established between the inner and outer walls of the concentric 
tubes. Higher VI molecules diffuse to the hotter wall and rise. Lower VI molecules 
diffuse to the cooler inn^ walls and sink. Thus a concentration gradient of 
different molecular densities (or shapes) is established over a period of days. In 
25 order to sample the concentration gradient, sampling ports are approximately 
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equidistantly spaced between the top and bottom of the concentric tubes. Ten is a 
convenient number of sampling ports. 

[00551 Two samples of oil basestocks were analyzed by thermal diffusion 
techniques. The first is a conventional 150N basestock having a 102 VI and 
5 prepared by solvent extraction/dewaxing methods. The second is a 1 12 VI 

basestock prepared by the raffinate hydroconversion (RHC) process according to 
the invention from a 100 VI, 250N raffinate. The samples were allowed to sit for 7 
days after which samples were removed from sampling ports 1-10 spaced from top 
to bottom of the thermal diffiision apparatus. 

10 (00561 The results are shown in Fig. 3. Fig. 3 demonstrates that even a 
"good" conventional basestock having a 102 VI contains some very undesirable 
molecules from the standpoint of VI. Thus sampling ports 9 and especially 10 
yield molecular fractions containing veiy low VI's. These fractions which have 
VI's in the -25 to -250 range likely contain multi-ring naphthenes. In contrast, the 

15 RHC product according to the invention contains far fewer multi-ring naphthenes as 
evidenced by the VI's for products obtained from sampling ports 9 and 10. Thus 
the present RHC process selectively destroys multi-ring naphthenes and multi-ring 
aromatics from the feed without affecting the bulk of the other higher quality 
molecular species. The efficient removal of the undesirable species as typified by 

20 port 10 is at least partially responsible for the improvement in NOACK volatility at 
a given viscosity 

[00571 The excellent properties of basestocks according to invention are 
given in the following table. 
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T ABLE A 



Sample Number 


I 


n 


Viscosity Index 


116 


114 


Viscosity, @ lOOC, cSt 


4.5 


5.9 


Volatility, Noack, wt% 


14 


8 


Pour Point, °C 


-18 


-18 


Saturates by HPLC, wt% 


98 


97 



Example 2 

[0058] This example compares a low acidity catalyst useful in the process 

5 according to the invention versus a more acidic catalyst. The low acidity catalyst is 
KF-840 which is commercially available from Akzo Nobel and has an acidity of 
0.05. The other catalyst is a more acidic, commercially available catalyst useful in 
hydrocracking processes having an estimated acidity of 1 and identified as Catalyst 
A. The feed is a 250N waxy rafGnate having an initial boiling point of 335° C, a 
10 mid-boiling pomt of 463'* C and.a final boiling point of 576** C, a dewaxed oil 

viscosity at lOO^'Cof 8.13 cSt, a dewaxed oil VI of 92 and a pour point of- IP'^C. 
The results are shown in Tables 1 and 2. 
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Table 1 



Comparison at Similar Conditions 





Ooeratins Conditions 


Catalyst 








Catalyst A 


KF-840 


5 


Temperature, C 


355 


360 




LHSV,v/v/hr 


0.5 


0.5 




H2 pressure psig 


800 


800 




H2 to feed Scf/B 


1600 


1300 


10 


Conversion to 370° C-, wt.% 


22 


11 




Product VI 


114 


116 



15 

Table 2 



Comparison at Similar Conyersion 



Ooerating Conditions 


Catalyst 






Catalyst A 


KF-840 


Temperature 


345 


360 


LHSV, v/v/hr 


0.5 


0.5 


H2 pressure psig 


800 


800 


H2 to feed ScC'B 


1600 


1300 


Conyersion to 370* C-, wt% 


11 


11 


Product VI 


107 


116 



[0059] As can be seen from Table 1 , if reaction conditions are simihr, tiien 
30 Catalyst A gives a much hi^er conversion. If conversion is held constant (by 
adjusting reaction conditions), then the VI of the product from Catalyst A is much 
lower. These results show that while more acidic catalysts have higher activity, 
they have much Iowct selectivity for VI inaprovement 
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Example 3 

[0060] This example shows that processes like lubes hydrocracking which 
typically involve a more acid catalyst in the second of two reactors is not the most 
effective way to improve volatility properties. The results for a 250N rafBnate feed 
having a 100 VI DWO is shown in Table 3. Product was topped to the viscosity 
required and then dewaxed. 

Table 3 

2 Reactor 2 Catalyst * 

Two Stage Process RafBnate Hydroconversion ** 

Viscosity,cSt NOACK*** Viscosity,cSt NOACK 

Yield (g). lOO^C Volatilitv. wt% Yield (a). lOO^C Volatmtv 

30.5 6.500 3.3 69.7 6.500 3.6 

* 1 St stage conditions: Ni/Mo catalyst, 360'C, 800 psig H2, 0.5 LHSV, 1200 
ScfTB 

2nd stage conditions: Ni/Mo/Silica alumina catalyst, 366''C, 2000 psig H2, 1.0 
LHSV, 2500Scf/B 

** Conditions: KF-840 catalyst, 353T, 800 psig H2, 0.49 LHSV, 1200 Sc£fB 
*** Estimated by GCD 



[0061] With an acid silica-alumina type catalyst in the second reactor of the 2 
reactor process, the yield of product of a given volatility at the same viscosity is 
lower than the yield of the process of the invention using raflinate feeds. This 
confirms that a low acidity catalyst is required to achieve low volatility selectively. 
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Example 4 

[0062] Many current commercially available basestocks will have difficulty 
meeting future engine oil volatility requirements. This example demonstrates that 
conventional extraction techniques vs. hydroconversion techniques suffer from 
5 large yield debits in order to decrease NOACK volatility. NOACK volatility was 
estimated using gas chromatographic distillation (GCD) set forth in ASTM 2887. 
GCD NOACK values can be correlated with absolute NOACK values measured by 
other methods such as DIN 51581. 

[0063] The volatility behavior of conventional basestocks is illustrated using 
1 0 an over-extracted waxy rafHnate 1 OON sample having a GCD NOACK volatility of 
27.8 (at 3.816 cSt viscosity at 100"^ C). The NOACK volatility can be improved by 
removing the low boiling front end (Toppmg) but this increases the viscosity of the 
material. Another altemative to improving NOACK volatility is by removing 
material at both the high boiling and low boiling ends of the feed to maintain a 
15 constant viscosity (Heart-cut). Both of these options have limits to the NOACK 
volatility which can be achieved at a given viscosity and they also have significant 
yield debits associated with them as outlined in tiiie following table; 
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Table4 

Distillation Assay of lOON Over-Extracted Waxv Raffinate (103 VI DWO *) 







NOACK 






5 


Processins 


Volatilitv. wt.% ** 


Yield. % 


Viscosity. cSt (a), 100" C 




None 


27.8 


100 


3.816 




Topping 


26.2 


95.2 


3.900 




Heart-cut 


22.7 


58.0 


3.900 




Heart-cut 


22.4 


50.8 


3.900 


10 


Heart-cut 


21.7 


38.0 


3.900 



* DWO = dewaxed oil 
** estimated by GCD 

15 Example 5 

[0064] The over-extracted feed from Example 4 was subjected to raffinate 
hydroconversion under the following conditions: KF-840 catalyst at 353" C, 800 
psig H2, 0.5 LHSV, 1200 ScfTB. Raffinate hydroconversion under these conditions 
20 increased the DWO VI to 1 1 1 . The results are given in Table 5. 

Table 5 

Distillation Assay of Hvdroconverted Waxv Raffinate fl03VI to 111 VI 

DWO> 



25 




NOACK* 








Processing 


Volatility 


Yield. % 


Viscosity. cSt (S>, IWC 




None 


38.5 


99.9 






Topping 


21.1 


76.2 


3.900 




Heart-cut 


20.9 


73.8 


3.900 


30 


Heart-cut 


19.9 


62.8 


3.900 




Heart-cut 


19.2 


52.2 


3.900 




Heart-cut 


18.7 


39.6 


3.900 



* Estimated by GCD 
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These results demonstrate that raffinate hydroconversion can achieve lower 
NOACK volatility much more selectivity than by distillation alone, e.g., more than 
double the yield at 21 NOACK. Furthermore, since the process of the invention 
removes poorer molecules, much lower volatilities can be achieved than by 
S distillation alone. 

Example 6 

[0065] This example illustrates the preferred feeds for the raffinate 
hydroconversion (RHC) process. The results given in Table 6 demonstrate that 
there is an overall yield credit associated with lower VI rafCinates to achieve the 
10 same product quality (110 VI) after topping and dewaxing. The table illustrates the 
yields achieved across RHC using lOON raffinate feed. 



15 



Table 6 

Yield of 

NOACK Viscosity Extraction Hydroprocessi Waxy 

Feed VI Volatility cSt(a Yield ng Product 

lOOX Yield (on distillate^ 

103* 21.1 3.900 53.7 76.2 40.9 

92** 21.1 4.034 73.9 63.8 47.1 

* KF-840 catalyst, 353*^0, 800psigH2, 0.5 LHSV, 1200Scf7B 
** KF-840 catalyst, , 363-366° C, 1200psigH2, 0.7 LHSV, 2400ScfZB 



The yield to get to a 1 10 VI product directly from distillate by extraction alone is 
20 only 39. 1 % which further illustrates the need to combine extraction with 
hydroprocessing. 



[0066] While under-extracted feeds produce higher yields in RHC, use of 
distillates as feeds is not preferred since very severe conditions (high temperature 



wo ()2/48291 PCT/USOl/43530 

-25- 

and low LHSV) are required. For example, for a 250N distillate over KF-840 at 
385° C, 0.26 LHSV, 1200 psi H2, and 2000 Scf/B gas rate, only 104 VI product was 
produced. 

[0067] Also, combinations of distillate hydroprocessing (to reach an 

5 intermediate VI) then extraction to achieve target VI is not preferred. This is 
because the extraction process is nonselective for removal of naphthenes created 
from aromatics in the distillate hydroprocessing stage. . 

Example 7 

[0068] In the raffinate hydroconversion process according to the invention, 
1 0 the first reaction zone is followed by a second cold hydrofining (CHF) zone. The 
' purpose of CHF is to reduce the concentration of molecular species which 

contribute to toxicity. Such species may include 4- and 5-ring polynuclear aromatic 
confounds, e.g., pyrenes which either pass through or are created in the first 
reaction zone. One of the tests used as an indicator of potential toxicity is the FDA 
15 "C" test (21 CFR 178.3620) which is based on absoibances in the ultraviolet (UV) 
range of the spectrum. The following table demonstrates that CHF produces a 
product with excellent toxicological properties, which are much lower than the 
acceptable maximum values. 
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Table 7 
FDA "C» 

280-289 290-299 300-359 360-400 
5 nm nm nm nm 

FDA"C"MAX(AbsorbanceUnits)0.7 0.6 0.4 0.09 

Sample 

CHF Products 

10 DLM-120 0.42 0.25 0.22 0.024 

(CHF Process Conditions: 3 v/v/h, 260° C, 800 psig, 1200 Sc£© Hydrogen (containing 
N=38 wppm, S=0.6 wt.% on feed)) 

DLM-118 0.26 0.14 0.11 0.013 

15 (CHF Process Conditions: 3 v/v/h, 260° C, 800 psig, 1200 ScGB Hydrogen) 

CHF Products 

DLM-115 0.36 0.23 0.17 0.016 

(CHF Process Conditions: 2 v/v/h, 260° C, 800 psig, 1200 ScfiB) 

20 

These results demonstrate that a CHF step enables the product to easily pass the FDA 
"C'test. 

Example 8 

[0069] Example 8 shows that products firom RHC have outstanding 
25 toxicological properties versus basestocks made eith^ by convrational solvent 
processing or hydrocracking. Besides FDA "C", IP 346 and modified Ames 
(mutagenicity index) are industry wide measures of toxicity. The results are shown 
in Table 8. 
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Table 8 



Commercial 
Solvent Extracted 
5 Basestock 

lOON 250N 

IP346, wt.% 0.55 0.55 

Mod Ames, MI 0.0 0.0 
FDA (C) (phase I) 0.22 0.22 
10 (300-359 mn) 



Commercial 

Hydrocracked RHC 

Basestock Basestock 

lOON lOON 2S0N 

0.67 0.11 0.15 

0.0 0.0 0.0 

0.21 0.02 0.03 



[0070] The results in Table 8 demonstrate that RHC produces a basestock 
with much improved toxicological properties over conventional solvent extracted or 
15 hydrocracked basestocks. 

Example 9 

[0071] A 250N distillate was extracted with NMP under the conditions set 
forth in Table 9. Water was added to the NMP solvit at 5 vol.% according to the 
invention to favor high yield of raffinate and at 0.5 vol.% as a comparative example 
20 of typical raffinate under normal extraction conditions. 
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T ABLE 9 

Dewaxed (-18°C Pour^ Raffinate Composition; 250N 

Countercurrent Example 10 Comparative 
Extraction Example 10 

Conditions 

Treat, LV% 275 90 

% H2O in Solvent 5 0.5 

Temperature, *TCC) 176(80) 124(51) 
(Bottom) 

Gradient, F 11 H 

Yield. LV% 66 61 
Quality 

VI 97 97 

Composition. LV% 

Saturates 

0- R 24 22 

1- R 15 13 

2- R 11 11 

3- R 9 11 

4- R 5 7 
5+R __2_ 2 

Total Saturates 66 66 

Aromatics 

1- R 18 18 

2- R 3 3 

3- R 1 1 

4- R 0.5 0.5 

5- R 0,5 0.5 

Thiopheno 4_ 4_ 

Total Aromatics 27 27 

Unidentified 7 7 
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[00721 The data demonstrate that the raffinate according to the invention 
extracted with NMP containing 5 LV% water provides a superior feed to the first 
hydroconversion unit. The raffinate feed resuhs in about 5 LV% more yield (at 97 
5 VI) and about 4 LV% more paraffin plus 1-ringnaphthenes and about 4 LV% less 
3+ ring naphthenes. 

[00731 Based on the data in Table 9, RHC feed should be extracted at low 

severity to target a maximum of 3+ ring compounds (aromatics and naphthenes) 
rather that to target VI. The highest yield of such raffinate will be obtained using 
10 high water/high treat extraction conditions. Optimization of extraction could 

provide 5 LV% or more of waxy raffinate which can be fed to the hydroconversion 
process without any process debits. 

Example 10 

[0074] A imique feature of the products from the present process is that both 
IS yield and the cmcial volatility/viscosity properties are improved by using under- 
extracted feeds. In other processes, yield improvements are generally at the 
expense of basestock quality. Figure 4 is a graph illustrating the raffinate feed 
quality as a function of yield and viscosity. A 250N distillate was extracted, 
hydroprocessed, vacuum stripped and dewaxed to produce a constant VI (1 13), 
20 7.0% NOACK volatility basestock with a - 1 S^'C pour point As shown in Fig. 4, 
preferred feeds have a DWO VI between about 80 to about 95. 

Example 11 

[0075] Figure 5 illustrates that the Group II products from the current 
invention most closely follow the volatility-viscosity relationship of Group in 



wo 02/48291 



PCT/USOl/43530 



-30- 

basestocks (having much higher VI's). The Figure also compares this behavior with 
the much poorer volatiUty-viscosity relationship of a standard Group II 
hydrocrackate. The basestocks of the invention have unique properties in that they 
have VI < 120 and yet have viscosity/volatility properties comparable to Group III 
5 basestocks (>120 VI). Those basestocks characterized as having viscosities in tibe 
range 3.5 to 6.0 cSt at 100°C are defined by the equation N = (32 - (4)(viscosity at 
lOO^^C)) ± 1 where N is the Noack volatility. 

[0076] Fig. 6 shows that the Group 11 basestock accordmg to the invention 
has a superior Noack volatility compared to the conventional Group n basestock 
10 basedon4cSt oils. 

Example 12 

[0077] It is well known that basestock quality can affect finished oil 
performance in certain standard industry tests. The performance of the present 
basestocks in fully fomiulated GF-2 type 5 W-30 formulations was therefore 
1 S assessed in both bench and sequence engine tests. 

[0078] An in-house bench oxidation test was first used to assess the 

resistance to oxidative thickening offered by the present basestocks compared to 
conventionally processed Group I stocks. The test oil is subjected to air sparging in 
20 the presence of a soluble iron catalyst at 16S^C; the change in 40°C kinematic 

viscosity with time is recorded and an estimate of the hours to reach 375% viscosity 
increase is made. Two different additive systems were compared in the 
conventional Group I and in the present basestocks (designated as "EHC") in Table 
10 below: 



25 
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TABLE 10 



Blend Number: 


1 


2 


3 


4 


Performance Additive System 


A 


B 


A 


B 


Basestocks 


Group I 


Group I 


EHC 


EHC 


Oxidation Screener, est. hrs 
to 375% vis. increase 


57.5 


82.5 


72.0 


83.5 



Additive systems A and B are conventional additive packages. Additive system A 
5 includes a detergent, dispersant, antioxidant, friction modifier, demulsifier, VI 
improver and antifoamant Additive system B includes a detergent, dispersant, 
antioxidant, friction modifier, antifoamant and VI improver. The individual 
components within each additive package may vary according to the manufacturer. 
The basestocks according to the invention were found to provide significant 
10 improvement in oxidation performance over the conventional basestock with 
additive system 'A*, and somewhat smaller improvement with additive system "B*. 

[0079] The oxidation screener can only provide a general indication of 
~ oxidation resistance. To confirm engine performance, Sequence lUE tests were 

15 conducted on the Group I and on the EHC stocks in 5W-30 formidations using 
additive system *B'. The Sequence IIDB test is a standard industry bench engine test 
which assesses oxidation resistance, wear and high temperature deposits (ASTM D 
5533). The results, shown in Table 1 1, indicated that the EHC basestocks provided 
improved oxidation control (beyond that predicted in the bench screener), as well as 

20 good control of high temperature deposits. 
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TABLE 11 



DiCTiu iNumDer. 


c 
D 


0 




Performance Additive System 


D 


D 




Basestocks 


Group I 


EHC 




Seq. HIE 






Limits 


% Viscosity Increase @ 64 hr 


182 


63 


375 max 


Hours to 375% vis. Increase 


71.2 


78.9 


64min 


Avg. Engine Sludge, merits 


9.57 


9.51 


9.2 min 


Avg. Piston Skirt Vamish, merits 


9.31 


9.17 


8.9 min 


Oil Ring Land Deposits, merits 


3.02 


3.96 


3.5 min 


Stuck Lifters 


none 


none 


none 


Scuffed/Wom Cam or Lifters 


none 


none 


none 


Avg. Cam+Lifter Wear, microns 


15.4 


9 


30 


Max. Cam+Lifter Wear, microns 


74 


20 


64 


Oil Consumption, L 


3.85 


2.55 


Report 



(00801 Repeat HIE testing on the Group 1, 5W-30, showed that this additive 
system could meet the wear and ring land deposit requirements in conventionally 
5 refined stocks. However, viscosity increase remained better for the EHC 

formulations, either al6ne, or in combination with Group I basestocks as shown in 
Figure 7. Oil consumption was also consistently lower for the EHC fomiulation, 
probably due to the lower volatility of these basestocks. 

10 Example 14 

[0081] The Sequence VE is another key engine test which measures sludge, 
varnish and wear under relatively low engine operating tonperatures. Comparative 
tests were conducted on SAE 5W-30 formulations made with Group I and with 
EHC stocks in another additive system. These indicated that the EHC basestocks 
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provided at least as good control of sludge and better average varnish than the 
conventional stock (Table 12). 



TABLE 12 



Blend Number 


7 


8 




Performance Additive System 


C 


C 




Basestocks 


Group I 


EHC 




Seq. VE 






Limits 


Avg. Engine Sludge, merits 


9.14 


9.49 


9.0 min 


Rocker Cover Sludge, merits 


8.28 


9.04 


7.0 min 


Piston Skirt Vamish, merits 


7.02 


6.90 


6.5 min 


Avg. Engine Vamish, merits 


5.43 


6.25 


5.0 min 


Oil Screen Cloggmg, % 


3 


0 


20 max 


Hot Stuck Rings 


none 


none 


none 


Avg. Cam Wear, microns 


83.6 


18 


130 max 


Max. Cam Wear, microns 


231 


27 


380 max 



Example IS 

[0082] Lubricant fuel economy and fuel economy retention has become of 

increasing importance to original equipment manufacturers, and this is reflected in 
the greater demands of standard industry tests. Proposed Sequence VIB fuel 
economy limits from the draft DLSAC GF-3 specification are shown in Table 13 
along with single test results on SAE 5W-20, 5W-30 and lOW-30 prototype 
formulations containing EHC basestocks and a single additive system. It is 
apparent that the EHC stocks offer the potential to meet these very demanding 
limits. 
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TABLE 13 



A cnoi iiioiU/C /\auiiiV6 oysicin 


D 




Basestocks 


EHC 








OritTinallv 






Proposed 






Limits 


5W-20 






1 6 hr, % Fuel Economy Improvement 


2.0 


2.0 min 


96 hr, % Fuel Economy Improvement 


1.8 


L7min 


5W-30 






16 hr, % Fuel Economy Improvement 


1.7 


1.7 min 


96 hr, % Fuel Economy Improvement 


1.4 


1.4 min 


lOW-30 






16 hr, % Fuel Economy Improvement 


1.4* 


1.3 min 


96 hr, % Fuel Economy Improvement 


1.1* 


1.0 min 



* referenced engine stand, latest Sequence VIB industry Severity Bias 
Correction Factors applied. 
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CLAIMS; 

1 . A process for producing a lubricating oil basestock which comprises: 

(a) conducting a lubricating oil feedstock, said feedstock being a 
distillate fraction, to a solvent extraction zone and under-extracting the feedstock to 

5 form an under-extracted raffinate wherein the extraction zone solvent contains 
water added in the amount from about 1 to about 10 vol.%, based on extraction 
solvent, such that the extraction solvent contains from 3 to 10 vol.% water, 

(b) stripping the imder-extracted raffinate of solvent to produce an 
under-extracted raffinate feed having a dewaxed oil viscosity index from about 75 

10 to about 105; 

(c) passing the raffinate feed to a first hydroconvo^ion zone and 
processing the rafEinate feed in the presence of a non-acidic catalyst at a 
temperature of from about 320 to about 420**C, a hydrogen partial pressure of from 
about 800 to about 2500 psig (5.6 to 17.3 mPa), space velocity of about 0.2 to about 

15 5.0 LHSV, and a hydrogen to feed ratio of from about 500 to about 5000 Scf(B (89 
to 890 m'/m^) to produce a first hydroconverted raffinate; and 

(d) passing the first hydroconvoled raffinate to a second reaction 
zone and conducting cold hydrofinishing of the first hydroconverted rafifmate in the 
presence of a hydrofinishing catalyst at a temperature of from about 200 to about 

20 360°C, a hydrogen partial pressure of from about 800 to about 2500 psig (5.6 to 
17.3 mPa), a space velocity of fix)m about 1 to about 10 LHSV, and a hydrogen to 
feed ratio of fiwn about 500 to about 5000 ScfB (89 to 890 mVm^) to produce a 
hydrofinished rafEinate. 
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2. The process of claim 1 wherein the solvent extraction zone includes an 
extraction solvent selected from at least one of N-methyl-2-pyrrolidone, furfural 
and phenol. 

3. The process of claun 2 wherein the extraction zone conditions include a 
5 solvent: oil ratio is from 0.5 to 5.0. 

4. The process of claim 1 wherein the raffinate feed has a dewaxed oil 
viscosity index from about 80 to about 95. 

5. The process of claim 1 wherein the non-acidic catalyst has an acidity less 
than about 0.5, said acidity being determined by the ability of the catalyst to convert 

10 2-methyl-2-pentene to 3-methyl-2-pentene and 4-methyl-2-pentene and is expressed 
as the mole ratio of 3-methyl-2-pentene to 4*methyl-2-pentene. 

6. The process of claim 1 wherein the non-acidic catalyst in the first 
hydroconversion zone is at least one of a Group VIB metal and non-noble Group 
Vm metal. 

15 7. The process of claim 1 wherein the space velocity in the first 

hydroconversion zones is from about 0.3 to 3.0 LHSV. 

8. The process of claim 1 wherein the temperature in the hydrofinishing 
zone is from about 290 to 350''C. 

9. The process of claim 1 wherein the catalyst in the hydrofinishing zone 
20 includes at least one Group VIU noble metal. 

1 0. The process of claim 9 wherein the catalyst is Pt, Pd or a mixture 
thereof. 
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1 1 . The process of claim 1 wherein the first hydroconverted raffmate is 
passed to a separator to separate low boiling products from hydroconverted 
raffinate prior to passing to the hydrofmishing reaction zone. 

12. The process of claim 1 1 wherein hydroconverted rafOnate from the 
separator is passed to a dewaxing zone and subjected to at least one of solvent 
dewaxing and catalytic dewaxing prior to passing to the hydrofinishing zone. 

13. The process of claim 12 wherein catalytic dewaxing is accomplished 
with a dewaxing catalyst containing at least one 10 ring molecular sieve. 

14. The process of claim 1 wherein the first hydroconverted raffinate is 
passed to a dewaxing zone and catalytically dewaxed using a sulfur and nitrogen 
tolerant molecular sieve prior to passing to the hydrofinishing zone. 

15. The process of claim 1 wherein the hydrofinished raffmate is passed to a 
separator to separate low boiling products from the hydrofinished raffinate to 
produce a second hydrofinished raffinate. 

16. The process of claim 15 wherein the second hydrofinished raffinate is 
passed to a dewaxing zone and subjected to at least one of solvent dewaxing and 
catalytic dewaxing to produce a dewaxed second hydrofinished rafiSnate. 

17. The process of claim 16 wherein the catalytic dewaxing is accomplished 
with a dewaxing catalyst containing at least one 10 ring molecular sieve. 

18. The process of claim 1 wherein the hydrofmished raffmate is passed to a 
dewaxing zone and dewaxed using a sulfiir and nitrogen tolerant molecular sieve. 

19. The process of claim 16 wherein the dewaxed second hydrofinished 
raffinate is fiirther hydrofinished in a second hydrofinishing zone. 
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20. The process of claim 1 wherein the under-extracted raffinate feed is 
solvent dewaxed under solvent dewaxing conditions prior to entering the first 
hydroconversion zone. 

21. The process of claim 1 additionally comprising adding additives to the 
5 lubricating oil basestock. 

22. The process of claim 21 wherein the additives comprise at least one 
detergent, dispersant, antioxidant, friction modifier, demulsifier, VI improver and 
antifoamant 

23. The process of claim 1 wherein first hydroconversion zone additionally 
10 contains a catalytic dewaxing catalyst. 

24. A process for producing a lubricating oil basestock which conq)rises: 

(a) conducting a lubricating oil feedstock, said feedstock being a 
distillate fraction, to a solvent extraction zone and under-extracting the feedstock to 
form an imder-extracted rafiSnate wherein the extraction zone solvent contains 

IS water added in the amount from about 1 to about 10 vol.%, based on extraction 
solvent, such that the extraction solvent contains from 3 to 10 vol.% water, 

(b) stripping the under-extracted raffinate of solvent to produce an 
under-extracted raffinate feed havmg a dewaxed oil viscosity index from about 75 
to about 105; 

20 (c) passing the raffinate feed to a first hydroconversion zone and 

processing the raffinate feed in the presence of a non-acidic catalyst at a 
temperature of from about 320 to about 420®C, a hydrogen partial pressure of from 
about 800 to about 2500 psig (5.6 to 17.3 mPa), space velocity of about 0.2 to about 
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5.0 LHSV, and a hydrogen to feed ratio of from about 500 to about 5000 ScfTB (89 
to 890 m^/m^) to produce a first hydroconverted raffinate; 

(d) passing at least a portion of the first hydroconverted raffinate to a 
dewaxing zone and conducting at least one of catalytic and solvent dewaxing under 

5 dewaxing conditions to produce a dewaxed hydroconverted raffinate; and 

(e) passing the dewaxed hydroconverted raffinate to a second 
reaction zone and conducting cold hydrofmishing of the first hydroconverted 
raffinate in the presence of a hydrofinishing catalyst at a temperature of from about 
200 to about 360°C, a hydrogen partial pressure of from about 800 to about 2500 

10 psig (5.6 to 17.3 mPa), a space velocity of from about 1 to about 10 LHSV, and a 
hydrogen to feed ratio of from about 500 to about 5000 Scf^ (89 to 890 mVm^) to 
produce a hydrofinished raffinate. 
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